Materials and methods
All reactions were performed using standard Schlenk techniques under a dry argon atmosphere. Sensitive chemicals were stored and weighed in a glove box under argon atmosphere. All solvents were purified and dried by standard methods.
[Na(OCP)(dioxane) 2.5 ] was synthesized by literature methods. 1-2 2,4,6-trimethylbenzylthioacid chloride was prepared based on literature procedures as well. [3] [4] [5] All other reagents were used without further purification as received from commercial suppliers. NMR spectra were recorded on BRUKER 250, 300, 400 or 500
MHz spectrometers. Deuterated solvents were further dried and purified prior to use.
Chemical shifts are reported in ppm relative to SiMe 4 and 85% H 3 PO 4 for 1 H, 13 C and 31 P respectively; Coupling constants are given in Hz. IR spectra were recorded on a Perkin-Elmer-Spectrum 2000 FT-IR spectrometer. The IR spectra in solid state were collected using an ATR device under inert atmosphere. The absorption bands are described as follows: very strong (vs), strong (s), medium (m) and weak (w); br stands for broad. Elemental analyses were performed at the microanalysis laboratory of the ETH Zurich. X-ray diffraction measurements were performed on either an Oxford XCalibur or a Bruker APEX-II single crystal diffractometer. UV/Vis spectra were recorded on a UV/VIS Lambda 19 spectrometer.
Experimental procedures

Synthesis of 3
A solution of 2,4,6-trimethylbenzoyl chloride (0.9 g, 4.96 mmol) in THF (10 mL) was slowly added dropwise under vigorous stirring at -78°C to a solution of [Na(OCP) (dioxane) 2.5 ] (1.5 g, 4.96 mmol) in THF (20 mL). The reaction mixture was allowed to warm to room temperature within 60 min. The reaction solution turned from colorless to yellow and a fine precipitate (sodium chloride) was formed. The reaction solution was stirred for another 60 minutes at room temperature and subsequently filtered to remove the sodium chloride. The solvent was removed under reduced pressure and a yellow solid was obtained. It was washed with copious amounts of 
UV/Vis spectra of compounds 3, Na(5) and 7
X-ray structure analyses
Theoretical calculations
The calculations have been performed using the Gaussian 09 code. 6 The geometries were fully optimized and second order derivatives were obtained to check whether the 
